Abstract: Superhydrophobic coatings, inspired by nature, are an emerging technology. These water repellent coatings can be used as solutions for corrosion, biofouling and even water and air drag reduction applications. In this work, synthesis of monodispersive silica nanoparticles of ~120 nm diameter has been realized via Stöber process and further functionalized using fluoroalkylsilane (FAS-17) molecules to incorporate the fluorinated groups with the silica nanoparticles in an ethanolic solution. The synthesized fluorinated silica nanoparticles have been spin coated on flat aluminum alloy, silicon and glass substrates. Functionalization of silica nanoparticles with fluorinated groups has been confirmed by Fourier Transform Infrared spectroscopy (FTIR) by showing the presence of C-F and Si-O-Si bonds. The water contact angles and surface roughness increase with the number of spin-coated thin films layers. The critical size of ~119 nm renders aluminum surface superhydrophobic with three layers of coating using as-prepared nanoparticle suspended solution. On the other hand, seven layers are required for a 50 vol.% diluted solution to achieve superhydrophobicity. In both the cases, water contact angles were more than 150°, contact angle hysteresis was less than 2° having a critical roughness value of ~0.700 µm. The fluorinated silica nanoparticle coated surfaces are also transparent and can be used as paint additives to obtain transparent coatings.
Introduction
Superhydrophobic coatings are increasingly attractive to the industry and academia due to their unique self-cleaning properties as a result of their water repelling characteristics [1] . Fabrication of superhydrophobic coating is an inspiration from nature as water is seen to repel on many natural surfaces such as those of the lotus leaves, butterfly wings, water striders' legs, and so on [2] [3] [4] [5] . This behavior of water drops rolling off their surfaces is due mainly to the presence of a combination of rough micro-nanostructure and low surface energy waxy materials on their surfaces. This concept has been well elaborated by Neinhuis et al. [4] on the surface of the lotus leaves which has been the classic example is the field of superhydrophobicity for researchers around the globe emphasizing the importance of the geometry and the chemistry of the surface. Inspired by this phenomenon, we have recently transformed aluminum surfaces, copper and silicon surfaces superhydrophobic by first creating surface roughness using methods such as chemical bath deposition, electrochemical methods and chemical etching methods and then modifying those surfaces by either passivating using low surface energy molecules such as stearic acid or fluoroalkyl-silane or by coating with rf-sputtered Teflon thin films [6] [7] [8] [9] [10] [11] . The multilayer deposition process of organic and inorganic materials [12, 13] such as nanoparticles as rough hydrophobic material [14, 15] are also techniques to obtain superhydrophobic surfaces.
In all these cases, the surfaces exhibited water roll-off properties providing water contact angle values greater than 150°, which is due to the air entrapment in the gaps of the rough structure produced in the first step, resulting in a composite structure of air and solid in combination with the presence of low surface energy components on the roughened surface which reduces the affinity of water to the surface. The effect of surface roughness on superhydrophobic properties has been elucidated by Wenzel and Cassie-Baxter in their mathematical models formulated in 1940s [16, 17] .
Superhydrophobic surfaces find tremendous importance in the technological world where they can be applied in domains such as anti-corrosion, anti-biofouling, electrowetting and even in drag reductions [7, [18] [19] [20] [21] [22] [23] . However, the most important challenge faced by industries is the feasibility of large-scaling in an effective and economical manner. Therefore, in this study, we present a simple sol-gel technique where silica nanoparticles are synthesized via a Stöber process. In order to eliminate a second step of passivation or coating to obtain low surface energy, these silica nanoparticles are functionalized in the suspension using FAS-17 molecules before coating on aluminum substrates. The functionalized fluorinated silica nanoparticles suspended in a solution are then deposited via a spin-coating technique on to the aluminum substrates to obtain superhydrophobic coatings demonstrating large-scale feasibility.
Experimental Section
The solutions containing fluorinated silica nanoparticles are prepared in the laboratory using standard Stöber process [24] . Initially, at a hotplate temperature of 50 °C, ethanol and ammonium hydroxide (NH 4 OH) were mixed in a beaker using a magnetic stir bar. While stirring, a solution of tetraethoxysilane or TEOS (Si(OC 2 H 5 ) 4 ) is added drop by drop in the mixed solution. The transparent mixed solution turns opaque confirming the formation of silica nanoparticles [25] [26] [27] . The synthesized silica nanoparticles are further funtionalized in an ethanolic fluoroalkylsilane or FAS17 (C 16 H 19 F 17 O 3 Si) solution. The AA-6061 aluminum alloy, silicon and sodalime glass substrates were coated with the fluorinated silica nanoparticles by spin-coating processes. The nanoparticle coated films were dried at 70 °C on a hotplate to allow the ethanol and excess water to evaporate from the films. Transform Infrared spectroscopy (IRRAS) was used to evaluate the atomic bonding in the films. IRRAS (Nicolet 6700 FT-IR) is equipped with a Mid-IR MCT-A N 2 -cooled detector and a KBr beam splitter. The thin films were also analysed via a high-resolution field emission gun scanning electron microscope (FEGSEM: Hitachi SU-70) for morphological analysis. The wetting properties of the functionalized particles coated on multiple substrates were performed by measuring both static and dynamic contact angles (Krüss contact angle goniometer) at five positions on each substrate using a 5 µL deionized water drop. The static contact angle has been abbreviated as CA and dynamic contact angle or contact angle hysteresis has been abbreviated as CAH throughout the text. The CAH is the difference between the advancing and the receding angle. The CAH measurements were made at room temperature following a very standard and commonly used experimental procedure as reported in the literature [28] [29] [30] . In this method, a water drop of volume ~5 μL was suspended with the needle and brought in contact with the superhydrophobic surfaces using a computer controlled device as provided by Krüss GmbH. The contact CAH was measured by holding the water drop with a stationary needle in contact with the surface and moving the goniometer stage in one direction. The surface roughness of the films were measured using an optical profilometer (MicroXAM-100 HR 3D surface profilometer).
Results and Discussion
The molecular bonding of the fluorinated species as well as the silica bonds on surfaces coated with varying numbers of layers of the fluorine-functionalized silica nanoparticles were investigated with IRRAS spectral analyses. The Figure 1(A) shows the IRRAS spectra of the fluorinated silica nanoparticles spin coated aluminum substrates in one and nine layers. When one and nine layers are spin coated on the substrate, several peaks appear. The peak at 1,100 cm −1 is due to the asymmetric stretching vibration of Si-O-Si bonds in the silica nanoparticles in the thin films [31] [32] [33] [34] . Another small peak appearing at around 800 cm is associated with Si-O-Si bond for the rocking vibration [35] . This particular peak shows clearly an increase in intensity with an increase in the number of layers, proving an increase of the concentration of nanoparticles on the Al surface. Infrared analysis of the surface shows a peak around 945 cm
which is attributed to silicon hydroxide (Si-OH) bonds present on unfunctionnalized silica nanoparticles [6] .
Other interesting peaks are those present in the FAS17 molecules. At the beginning of the molecules, hydro-carbon bonds are present. A reasonably broad peak around 900 cm We have previously reported that that the size of silica nanoparticles can be easily controlled through the concentration of catalyst [6, 24, 38, 39] . Figure 2 shows SEM images of spherically shaped fluorinated silica nanoparticles of diameter 119 ± 12 nm deposited in three layers on aluminum substrates. The inset of Figure 2(A) shows the image of a water drop placed on this aluminum substrate surface showing a very high water contact angle of ~152°. It is clear from these images that this surface is composed of several micrometer sized clusters of these spherical nanoparticles presenting randomly distributed holes and cracks by which the clusters are separated. It can also be seen from the higher magnification image in Figure 2 (B) that these spherical fluorinated silica nanoparticles are also randomly stacked in steps of layers presenting different depths. Such an arrangement of randomly stacked spherical nanoparticles in clusters separated by cracks and holes provides the surface a rough micro-nanopattern. Nozawa et al. [38] obtained 110 ± 20 nm silica nanoparticles using the Stöber process at a NH 4 OH/TEOS molar ratio of 10, however, in our case, the size of the nanoparticles obtained under the same conditions are ~10 nm larger (119 ± 12 nm). The larger size in our case is attributed to the presence of an outer shell of fluorinated silane bonded around the silica nanospheres as a result of their functionalization using FAS-17 molecules as presented schematically in Figure 1(B) . Water contact angle measurements were used to evaluate the wetting properties of the prepared surfaces. Increased contact angles are, partially, increased because of roughness, which increased air entrapment as stated by Cassie-Baxter equation. Figure 3 (A) shows the contact angles variation on the aluminum surfaces coated using the as-prepared fluorinated silica nanoparticles in the solution as well as the ones coated by diluting the same. In both cases, the water contact angle values were found to increase with the increase in the number of layers of the fluorinated silica nanoparticles deposited on the substrates until a critical number of layers was reached after which the water contact angle values remained similar on the surfaces coated using as-prepared solution. However, higher water contact angle values were obtained on surfaces coated using the as-prepared fluorinated silica nanoparticles solution. For example, on the aluminum surfaces coated with one layer of as-prepared solution, an increased water contact angle value of 137 ± 1° was obtained, making these surfaces hydrophobic since a clean aluminum surface provides a water contact angle of only ~70°. The surface was rendered superhydrophobic when the number of layers was increased to three providing a higher water contact angle value of 152 ± 1°. This increase in water contact value is attributed to the rough micro-nanomorphogical pattern obtained on these surfaces (Figure 2) as well as the presence of low surface energy fluorinated species present on these surfaces as confirmed by the IRRAS analyses (Figure 1(A) ). This emphasizes the importance of the presence of both surface roughness as well as low surface energy, a phenomenon reported on lotus effect [4] . Further, the influence of surface roughness in leading to a large amount of air entrapment in the gaps of the rough structure to result in a composite structure of air and solid has been well elucidated by Cassie and Baxter [16] . With a further increase in the number of layers to five, the water contact angle values slightly increased to ~153° and remained similar when coated with seven and nine layers. Therefore, three layers of coating may be considered as a critical parameter for obtaining superhydrophobic properties when the coating is made with the as-prepared solution. Similarly, an increasing tendency in water contact angle values was observed also in cases of coatings prepared with the dilute solution. However, the water contact angle reached lower values when the same number of layers was used as with the as-prepared solution. Such lower values may be attributed to the lower concentration of the fluorinated silica nanoparticles in the diluted solution, possibly resulting in morphologies with less surface roughness (Figure 3(B) ). However, with the diluted solution, superhydrophobic properties were indeed obtained when the numbers of layers deposited on the surface was increased. For example, with only one layer coated with the dilute solution, the water contact angle increased to 128 ± 2° (although this is lower than on the same coating using as-prepared solution). With three layers, the contact angle reached 135 ± 3° which further increased to 144 ± 1° on deposition of five layers. With seven and nine layers of coating, the contact angle values reached to a high of 150 ± 1° and 151 ± 1°, respectively. These values show that a critical number of seven layers was required to attain superhydrophobicity when using dilute solution as compared to only three layers that was sufficient to obtain this property with the as-prepared solution of the fluorinated silica nanoparticles.
Although superhydrophobic properties could be obtained using both as-prepared and diluted solutions, the difference in the critical number of layers required in obtain these properties is attributed to the difference in the surface roughness obtained on the corresponding surfaces. Figure 3(B) shows the variation in the root mean square (rms) roughness measured on the surfaces prepared with varying numbers of layers coated using the two different solutions deposited on aluminum substrates. As an example, a three dimensional surface profile obtained during the rms measurements of aluminum surface prepared by coating three layers using as prepared solution has been presented in the inset of Figure 3 (B). These graphs show that the contact angle and the roughness vary proportionally as it is clear that the water contact angle increases with increase in surface roughness until a critical roughness value is reached. Figure 3 (C) shows a plot of water contact angle as a function of rms roughness on the coatings prepared using as prepared solution. We have previously reported a detailed mathematical model to show the relationship between the roughness and water contact angle in reference to Cassie model [6] . Huang et al. [40] have also shown similar behavior on their electrochemically deposited copper state surface. On the coatings prepared using the as-prepared solution, an rms value of 0.60 ± 0.10 µm on a one layer coating increased to 0.69 ± 0.01 µm when coated with three layers where superhydrophobic properties were obtained with a contact angle above 150°. With further increase in the number of layers to five, seven and nine, the rms roughness remained unchanged (~0.71 µm). The similar rms values on the coatings prepared with more than three layers shows that increasing the number of layers further does not cause any change in the surface roughness and therefore provides the same contact angle values on these surfaces. Therefore, an rms roughness of 0.69 ± 0.01 µm obtained with three layer coating is found to be a critical value in obtaining superhydrophobic properties. Similarly, in case of the coatings prepared using diluted solution, the rms values show that superhydrophobic properties were only reached when the rms values reached 0.70 ± 0.02 µm when coated with seven layers on the substrate providing a water contact angle value of 150 ± 1°. These values were lower on the surfaces coated using less layers, that is, 0.57 ± 0.10 µm, 0.61 ± 0.03 µm and 0.67 ± 0.03 µm, respectively on the surfaces coated with one, three and five layers, which provided water contact angles lower than 150°. With nine layers of coating, the rms value slightly increased to 0.72 ± 0.05 µm, maintaining superhydrophobic properties. Therefore, a critical rms roughness value of 0.69 ± 0.01 µm in case of as-prepared solution which is not very different from the rms values of 0.70 ± 0.02 µm in case of diluted solution is required for obtaining superhydrophobic properties, however, the presence of low surface energy fluorinated components is another key factor in obtaining these properties. In our case, the presence of a low surface energy fluorinated component is inherent as the silica nanoparticles are funtionalized with FAS-17 molecules prior to deposition on the substrate surfaces. The combination of the critical surface roughness of ~0.70 µm and presence of fluorinated species as confirmed by IRRAS analyses leads to the superhydrophobic properties with water roll-off properties. Figure 3. (A) Water contact angle variation, and (B) rms roughness as a function of number of layers coated using as-prepared (black) and dilute solution (red); (C) relationship between water contact angle and rms roughness as obtained on the coatings prepared using as-prepared solution on aluminum substrates; and (D) water contact angle variation with number of layers coated using dilute solution on different substrates, namely, aluminum (black), silicon (100) (red) and sodalime glass (blue). Inset shows transparency of our superhydrophobic coatings on glass substrates.
The uniformity of the coating has been verified on various substrates as shown in Figure 3(D) . In addition to aluminum substrates, the feasibility of the coatings were also tested on silicon (100) and sodalime glass substrates. Figure 3 (D) shows the water contact angle behavior for all the three substrates coated with diluted solution of fluorinated silica nanoparticles. The water contact values obtained on as-received flat substrates of Si(100) and glass are ~60° and ~30°, respectively. In both cases, the water contact angle value increases with an increase in number of deposited layers. With just one layer of coating, the surface reaches the hydrophobic zone by providing water contact values greater than 90° in case of all the three substrates. Superhydrophobic properties are reached by increasing the number of deposited layers. The feasibility of obtaining superhydrophobicity on different substrate surfaces can have great potential in industrial use. As a potential for applications on glass windows or car wind-shields, we have provided images of glass substrates coated with one layer and nine layers of diluted solution in the inset of Figure 3(B) . It is clear from these images that one layer or nine layers does not dramatically alter the transparency of the glass following coating visually, the only difference being that the one layer coating is hydrophobic while the nine layer coating is superhydrophobic. Such coatings also present promise for applications for aesthetic purposes when coated on opaque substrates. The combined effect of CA and CAH determine the self-cleaning properties [29] . A surface having CA more than 150° and CAH less than 5 degree shows self-cleaning properties. On the other hand, a surface showing CA more than 150° and CAH more than 10° does not show the self-cleaning properties [41] . In the view of claiming the self-cleaning properties of our superhydrophobic surfaces, we have performed both CA and CAH experiments. The CA results have been discussed in the previous section. In this section we describe the results of dynamic contact or CAH. Figure 4 shows the CAH data of the coatings prepared with fluorinated silica nanoparticles on flat aluminum substrates. One layer coating using both as-prepared as well as diluted solution provides CAH of 14 ± 3° and 15 ± 3°, respectively. The CAH reduced to 3 ± 1° with three layers coatings of as-prepared solution. However, in the three layer coatings using diluted solution, the CAH was 11 ± 4°. The CAH reduced to 2 ± 1° for the coatings obtained by seven layers using as-prepared solution. On the other hand, the seven layer coatings with the diluted solution provided a CAH of 4 ± 1°. Finally, for both the solutions with nine layers of coatings, the CAH reduced to 2 ± 1°. Therefore, the self-cleaning properties (coating having CA more than 150° and CAH less than 5°) can be obtained with three layer coatings using as-prepared solution. However, for diluted solution a coating with seven layers is required.
The mechanical properties of the superhydrophobic coatings are very important for their uses against surface erosion, friction as well as corrosion protection [42] [43] [44] . Keeping these important applications in mind, we will be investigating the mechanical properties of our superhydrophobic coatings in future.
Conclusions
Solutions of monodispersive spherical fluorinated silica nanoparticles of ~120 nm have been prepared by sol-gel processes and have been used to prepare thin films on flat aluminum, silicon and glass substrates by spin-coating processes. FAS-17 molecules are used for the fluorination of the silica nanoparticles. IRRAS spectra show the presence of C-F and Si-O bonds resulting from the functionalization of silica nanoparticles by FAS-17 molecules. An increase in the surface area of the C-F and Si-O peaks has been encountered in the spectra with an increase in the number of layers used for coating. The water contact angle values were found to increase with increasing numbers of layers until a critical number of layers: three in the case of as-prepared solution used for coating and seven in case of the diluted solution used for coating. As we have achieved the contact angle of more than 150° and CAH less than 2°, we consider our coatings possess self-cleaning properties. Water contact angle in relation to surface roughness measurements show both parameters are proportional as water contact angle increases with an increase in surface roughness. The roughness measurements also show that the rms values increase with the increase in the number of layers coated. When applied on other substrates, like silicon or glass, superhydrophobicity is obtained by tuning the number of layers of deposition. The transparency of the coating has been demonstrated on glass substrates, which shows the great potential of such coatings in industrial use on large scale, such as on windows and car windshields as well as for aesthetic purposes on opaque substrates. With its good optical properties, these fluorinated silica nanoparticles can be used as paint additives to obtain large-scale superhydrophobic coatings.
